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Experimental Methods
Chemicals: All preparations were carried out in reagent grade solvents. All chemicals used in the syntheses were obtained from Acros or Aldrich and were used without further purification unless mentioned otherwise. The complexes were synthesized in an argon atmosphere using standard Schlenk techniques. Solvents were deoxygenated/distilled/purified by bubbling through a stream of argon or by conventional methods and dried over molecular sieves.
Physical Measurements: Elemental analyses were carried out on a Perkin-Elmer series II CHNS/O analyzer 2400. NMR spectra were recorded on a Bruker 300 DPX spectrometer. Temperature was kept constant using a variable temperature unit within the error limit of ±1 K. The software MestReNova was used for the processing of the NMR spectra. Tetramethylsilane (TMS) or the deuterated solvent residual peaks were used for calibration. Mass experiments were performed on a Finnigan MAT 900 equipped with an electrospray interface.
Spectra were collected by constant infusion of the sample dissolved in methanol/water or dichloromethane with 1% HOAc.
Electrochemical Measurements:
The electrochemistry measurements were performed with an Autolab PGstat10 potentiostat controlled by GPES4 software.
A conventional three-electrode system was used, consisting of a static glassy carbon working electrode, a platinum auxiliary electrode and a Ag/AgCl reference electrode. The experiments were carried out in dichloromethane at room temperature in an argon atmosphere with tetrabutylammonium hexafluorophosphate as electrolyte. Under these conditions the ferroceniumferrocene couple is located at +430 mV with a peak-to-peak separation of 59 mV.
All potentials are reported relative to Ag/AgCl. 
COLLECT.
1 The program PEAKREF 2 was used to refine the cell dimensions. Data reduction was done using the program EVALCCD. 3 The structure was solved with the program DIRDIF08 4 and was refined on F 2 with SHELXL-97. 5 Analytical absorption corrections based on crystal face-indexing were applied to the data using SADABS. 5 The temperature of the data collection was controlled using the system OXFORD CRYOSTREAM 600 (manufactured by OXFORD CRYOSYSTEMS Scheme S1. Synthesis of L-thiouronium chloride salt C.
Synthesis of 2-methyl-1-[(4-methylphenyl)sulfanyl]propan-2-ol (A). 1-Chloro-
2-methyl-2-propanol (6.51 g, 60 mmol) and 4-methylbenzenethiol (7.45 g, 60 mmol) were dissolved in 60 ml ethanol. A solution of NaOH (2.4 g, 60 mmol in 10 ml H 2 O) was slowly added to this mixture at room temperature and refluxed for two hours. The formed NaCl was removed by filtration and the solvent was evaporated. The residual oil was partitioned between water and chloroform and extracted into chloroform (2 x 25 ml). All organic layers were combined and dried over MgSO 4 , evaporated and dried under vacuum to get colorless oil (10.72 g, 91 %). 
Synthesis of 1-[(2-chloro-1,1-dimethylethyl)sulfanyl]-4-methylbenzene (B).
A solution of SOCl 2 (7.14 g, 60 mmol in 10 ml chloroform) was slowly added to the solution of A (10.01 g, 51 mmol in 30 ml chloroform) at room temperature and stirred for an hour. The chloroform and excess thionyl chloride were evaporated under reduced pressure to yield bright yellow oil (10.95 g, 100% Dichloromethane was added to the residue and filtered through Celite until the filtrate was colorless, in order to remove the tetramethylammonium salt impurities.
Synthesis of 2-methyl-2-[(4-methylphenyl)sulfanyl]propythiouronuim chloride (C)
The filtrate was concentrated to one ml before adding 100 ml hexane and kept at 4 ºC overnight. Analytically pure dark brown flocculent needles were obtained by filtration and dried under vacuum (1.3 g, 91% 
